PROCESS FOR PRODUCING OPTICALLY ACTIVE 1-(FLUORO- OR 
TRIFLUOROMETHYL-S UBSTITUTED PHEN^)ETHYLAMINE AND 
PROCESS FOR PURIFYING SAME 

0>J*.fc£* HU7^a^^;ir^2o«lj|Ufc<fc^'*T*«5t4^ttl- (3. 
5 - tf X - h 0 yfr^a * ^)V7 3U=L)V) 5 >©SB3Wae fcW'l/T tt, 

J. Am. Chem. Soc, 112, 5741(1990) (ZttHf $ tlX^S 9> J. Chem. Soc, Perkin 
15 Trans. 1. 2039(1985)SS®O^^^i^S^<D^jS7C^##fC UT-&fiJSl^T 
^S^, ^©{bW^i^lipH 5%, 7l%ee (S) 

h U 7JU*a *^)l>1&-tfi 1 of^Lfc<fc^^&Stt#J£1<fe 1 - ( 2 
- h «J 37/^ o * 3^P7 m zyp) 5> h - MJ 7JV*U * 

*<0<bW*feJ:-t^*ttM6tt, ^n-?ni6^ 7 6%ee (S) <h<S^o 
fc. 

ft^ttl- (3- h'J7;WD^f^7i-;i') IW5> (>^^ - h 
U 7)V^TU^)Vm ©Mifi^iSte, WBH¥9 - 2 7 8 7 l 8 tC$8^£*VT*3 
25 0, 1 --TV^HfcteAft^^ttd^fr-pTV**^. tixtUVft^TX-r-U**? 

-*©»fibcD<ffcW*^ j:t©t*3HfiKtt-, *-n^n 45%, 6 0 % e e < s ) 

SOXee (R) t?*o&). ^ h - h U 7)V^ru * ^;Mfc<2*§-& £ 

30 1 8 7X.ee (S) h&fr^ft (J. Am. Chem. Soc, 312. 5741(1990)). 

U 7)V^U^)l>m <Dmm.-%mZ* J.Am. Cheni. Soc, 105, 1578(1983) fc$B 
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JgSgtt. -^n^-'tl 3 9 %. 6 0%ee (S) hfefr-itt. 4-fc?DU5? 
y If U irXDZfJi— -*r5)ls (planar-chiral) ff^SrfflV^ 

5 (-) -E»h-PPY**/fiv>*£fcK:J:CK *R«SCD.S#*««BBSft*C.t 
(Chem. Commun., 2000, 119) . 

<E>SSj£7j?£te, Tetrahedron, 56, 665l(2000)> J. Chem. Soc, Perkin Trans. 2, 
10 1339(2000), J. Chem. Soc, Perkin Trans. 2, 95(1978) fC$fi^S riT-fe 0 > 
tT.^ r ^l(S)-3 , ,4 , -methylenedioxymandelic acid> (S)-2-naphthylglycolic acid*. 
(+)-ti\rtaric acid {3J:S^t^:^?!j«rfToXVi5*t, ;ine><£77i*X«:, J#giJ& 

^>hb« 5. > <o sMm&m t u x^j^cd & «b © x- 

TO-TS^iUT, J. Fluorine Chem., 49, 67(1990)Xt*, — [3] 

U^-pj3S^tt«3 7 % d e t<KBfc<6< » ^©^V^Xi¥lfl9S2iSX«^o/t. 
fc£> [9] 



[5t*> RSJ^M^SL/, A r ^irXA r ^IT'J-^S^U. *« 

011*. & DE3819438 ir'fldtraliedron Lett, 30, 317(1989) ;* h^S'S 
*<D«^^ttSfc:|i|*: ! b?A r 2 <_fcB©— «3C C9] fci5V>T. R«*^ 
15 JbS, Ar'l^izm 0>«-fi\ *5;MlM&»M (b) 

14 (a : b) teO : 1 0 0). 

JhflB&ttiMF (DE3819438) £ J. Fluorine Chem., 49, 67(1990) \Z fi,. 
^*fcf*7y^©^*iltSfe2fi[ (3-;Phte) fetOAr 1 (-hsEo— 
20 C9] C;fel>T, -Rtt^/l^S, Ar 1 tt7i-M. S -- S ) 

25 TO^tt (a : b) fcJU JiEO*W^'tt»& , b"PA r 2 C9*g-&lrl*^ 1 1 : 

>^^vHb 4 j £ M^^#s^:sj>{c:^Bij5£-r-2> (s) - a->wi>^>$WT£> 

fit, /^^A<&J5<9Mg#2BM%£8a£>T^<. TK^JEt; 18 0bar 
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• 



.fctfta&Sg: (n) a^Er&E^OSi^ (a : b) fc^tS^KH^T?* 
5 -Ts X»W'««tUTfilifflTOaJK«*f*Tr»«T«3ttWttl -'(7 

10 iSTOa^itt- (.a : b) fcM£<, C©CttW«t, 7y*B?tfctt'h 

15 i - -(^^tDSfctth ij 7Moyf;nJd7iz;w x^jut 5 >©i* 

20 SUMMARY OF TTTTC TNVKNTTOM 

77f^Il^tt?3tf SttriK75 >C^L, M72>, 

5 SSX&TOTOO&JBttlflk 4*K-rt 5 Aflttfcfcffl HT2MP aJ£TF<£> 
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Iftl4] 



(R) 




Me 



y 




' *Me " * D **^ 



3, 5-b* J\— /as y~'^^ 



15 



Ttttt* #*6SI3«, -HRSt [3] 

Mb i 5 ) 




5 



*c:£t;:j;D, — flS3£ [4] 
[ft: l 6 ] 



5 <R)n 

Kfci 7} 



15 <. *«^3!Fift***-r] T^SnS^ttl - (7WaStBb U7^ 
CflS 2 0 ] 



-e*©iH!ftttlS«rt*. fit, R#7y^^Trn#tl*P5dvl'h4fcS:|lfe. 



Ar 




A* 
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Sfev *3B91tt, 5$ [6] •■ 
Ut2 11 



CF 3 




-&3£ [7] 

10 C<ffc2 2] 




^coeJ^&SS&tS. fit, R^7y?SIfTn!J< 1 

#5B"Ji«, [4] 
[fb2 3] 
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*bwwu -Atst [8 3 

Ub2 4] 




Me [ g ] 



tt*U;tf/^tt*lft<. *ja?P5!Fltt*«*'r]. TrjRSftsk^ig-Kfcl - X7)V 



<. A r tt7 i-M^fctt 1 * b < « 2 - t7^;i/SS*L, *W>R¥R5|i 

15 S&v *58K«, 5$ [ 6 ] 
1^2 6] 



— «5t [4] 

CflS 2 5 ] 



At 

HN^Me 
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DESCRIPTION" OT7 TffR! PR^F^R.RFD FMBODTMFTsITS 

\z «fc (9 # Wtt 1 - ( 7 ;M* n * tt HJ n 7 x, =>W x 9- 

ttmom— i®m\z&\,*x. —uses [3] -ew«sti*«^?»tt-r5>*JKT 

7x- ^^vi^ >>^— [2] •ea%sti*3te*fS44—3ttr 
— fisS [1] T*an*.7;P*n*fctthU7;i'*n^5F;Piaift7x=;i'^ 

20 ^;l"ir h>iL/T(i, 3-7Kn7s=;WWf>X 4-7WD7i 
^Wf^hX 2, 3 -i/*7MD7 m./ksl^/l'dr h >, 2, 4-^:7 
^D7i^Mf;i/yh>, 2, 5-y7MD7i=;Mf;^FX 2, 
6 - v7;^D 7 x-^^ ?;l/^r h >. 3, 4-v7Mn7ir;WW 
h>, 3, 5 -5!7MD7i= )V^JV*rV>. 2, 3, 4->'J7Mo 

25 yzL~)\s*3 L )]/*rY>. 3, 4, S-bV7Jly*UyjL~Jl<*^Jl>trh>> 2, 
4, 5-h'J7MD7x-;Mf;^h>, 2, 3, 5-hU7MD7x 
^l^WWr 2, 3, §-hV7)V^rU7z.-)V* ; r)V>rb>. 2, 4, 

6-h'J7;Wn7i-;MfMh>, 2, 3, 5, 6-fh77MD7 
x-;p^^;t"7-h>, 2, 4, 5, 6-fh77M07i-;^Wl>>, 

30 3, 4, 5, 6 -fh?7^D7j;- JP*?^*- h 2, 3, 4, 5, 6 
-^>^7MD7x-JWWh>, 2 - HJ 7;^D^^7i^M 

sVMr h>» 3 - MJ ^^^-n^^^^x— h>, 4 - h U 
D^^7xi;WWhX 2, 3-^Th'j7Mn^7x=;i/- 
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;>Wl"Jrh>, 2, 4-fc*X- h'J7MD/f;i/7x-;V^^ b> % 2, 
5-k'X- >ij7iWD^fJP7x=;WfJ^h>v 2, 6-f7.-K'j7 
;t/^n*5^:7xx;l^^;i/<irh>, 3, 4 - tf*- h 'J 7;WD^f;|/7x 

5 2, 3. 4-h'J^-b'J7MP^f;i/7i-jM5 1 ^hX 3, 4, 5 
-h'J7-hij7;^D^^7xZ;MWi>>> 2, 4, 
>U7JWn^Wi- ;i/X?Vl"$r h>, 2, 3, 5- mj^-hu^m-. 
□ ^f^7x- ^5^t"5r 2, .3, 6 - K»JX- h U y)V^U*?-)V7 

znX^^HrK^ 2, 4, 6 - NUX- hij7MD^f;i/7i-;M? 
10 2, 3, 5, 6-rh7^X-HU7Mo^^7x^Mf;l' 

-irh>, 2, 4 , 5, 6 -^S^rX- MJ7^D^f j^xnJWf;^ 
h>, 3, 4, 5, 6 -5=- h7^7>- h 'J 7;^D^^P7xr:;P^^-;i/^r h 

-«5£ [2] T^n-5^^tt-jKTa>fcLT«, l-7x^l/If* 
15 7S>, 1-1' -t7^X?^7S >, 1-2' -^y^)V^)V73.> 

^tfsna, -5-cD4 , -et), 1 - ^^x^x^kts 1 - 2 • 

T/i<sn57;i/tD.s&« ^ u 7;^d^?M^7xx;m^;^ 
bx, i^;i/^s£A±^-rn^«t<. 1 ~i o^;i^aaw-3sb<, 

1 — 5 ^Jl>*£ 0 u v*. 
25 ^JKJfcte, — [1] 7)V*U*^)Vm%Sk 

30 S*»Jatd;^xtt» -^>if >> Mux>, x^;^>if> v ^v-u>*5ct^ 
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>7r-^*>Bftffls©**!*. mm. mm. u>m» atftaggh wmt?-? 
^)v^&7^~)v*^)v^h>\ztt\^T, w&&&m^nu&<. o. ooi 

10 ~0. 9^3*WiK, 0. 0 0 5-0. 

Stttt..*9A^P-7h^7 7-f — «<bttj8«f^*frV^ ^[3] 

20 3?— ittST:«a&L-fc— C3] T?*Sn*^*?Stt-f 3>«:A 

PjSTCltbTft (i-Bu) 2 AIH, (i-Bu) ,A1, [2, 
6- (t-Bu) ,-4-Me.Ph] Al (i-Bu) 2 , LIA1H 4 , Li 
A 1 H (OMe) 3 , LiAlII (O-l-Bu) 3 . N a A 1 H 2 (OCH z 

26 CH 2 OCH 3 ) ^JAS^AyW^-fFJl, >, B H 3 - T H 

F, BH 3 -SMe 2 . B M 3 • NMe 3 , 9-BBN. NaBH 4 , NaBH 4 
-CcCl,,. L 1 BH 4 , Zn (BH 4 ) 9% Ca (BH 4 )'„ Lin-Bu 
BH,, NaBH (OMe) 3 , NaBH (OAc) 3 , N a B H 3 CN, E t « 
NBH 4 , Me 4 N B H (OAc) (n-Bu) 4 NBH 3 CN, (n-Bu) 

30 4 N B H (OAc) 3 , Li (s-Bu) 3 BH. K (s -B u) 3 BH, Li 
Sia 3 BH, KS i a 3 BH> LiEt 3 BH, KPh 3 BII, (Ph 3 P) 2 C 
uBH 4 , ThxBH 2 , S i a 2 BH. Af3-)^7>, I pcBH 2 , I 
pcsBH^^iM^-rH^ EtjS ,iH, PhMe,S!H, Ph 
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2 SiH 2 , PhSiH 3 -Mo (CO) i^O^r-f *A-f H 5-f H JMSW^tf 

5 a< H5< FjB5Gas©<ayH&«, m^;«-«s:^; [3] u^^ns^tt'f 

.KjSigJdStUTrau n-^>^>, n--vt-tf->. c-^\^it>, n -^\^ 
^>^-©l&Jifr5K^<ffc*3{t^, ^>-te*>, h^x>, ^>l/>. *^5^>^co 
10 *&-fbP<5 i l^>, ^DO^A, 1. 2-^DDl^>§ 

15 ^atf*>«, Kis^o^^^^m^^tf ens. 

20 -100-10 ot;-cr*D, -80^8 o"C7&*i?£K, 

30 ^7t, *5i!WO*HjfflSfc*V»T. — «iC [ 5 ] 7?75$n-&7t^14 1 - (7 
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iv^r—o^mm. o>"7A/?&i£i£, D^^A/T;P3tJ-, n^C7A-iK'ft:e 

10 i£B£X hU^^A, /I^^^A/^^^i/^A, n^VVJ*/'m6L-ft)Vi' 

A^^AX^^, J^fbA^^A, f$$*A9$?C7A, A7i??A7t 

(hij7i-;i/^7^» A5v?!7A, ^DD [fX (MJ7i-WX 
15 A^v"^A, -^nn [fX (5?7xi^*7 7-f /) ^^>] 

5>?^A, S?^ao [h'7.(-77x-m7 / fy) X^>] A^v^A, V 

Pun [1, 3 -f x (^:7:c~;i^x:7^ :/aA>] A7>^A, >*i7 

DD [1, 4-fX (>*7ji=JP^X7^ S) 7#>1 A^i?tfA, i/i7UU. 
(1, 5—>#o:*^^X» A5-S?£?A, [fx (^>7zh'J 

20 /^-^A. x^DD [fx (T-feh— hU;W3 A^>"7A, tttt Cf 

X (NU7i^^7^»] A*7v?A^<3/l7^«7AM^a*#Vf 

25 AJB*ffl#fcta*fS*fc»«E*»v»*»^, *ojijfa»i» 0. 1-5 0 

ffiSJfcTT&D, 0. 5—3 0MS%#<$?i:K> l~2 0llfi%*^0 

vra^o^^^figffla?*, »#Kt— as* [4] Tisn^3tfstt- Wlt 

EtTTr*^ 0. 0 0 1 — 0. 41I%W*1<. 0. 0 0 5 — 0. 

3afi%#«fc<3$?£lAi. 

.jjcsftcDtiSJSMMu SHAH*— fllsfc [4] •e»sns*t*Sttz:«7'S>, *fc 
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TKs&EEfS.-. 2 M P a &TF~C$> Y) , 0. 01 — 1. 5MPa*W^t<, ^(c, 
5 SfS*&l&£ bTte, n-^>^>, n-^thX c-^^r>, n-^zf 

? ym&mtii-mmkAi&Jk. ^>-tr>, mpx>, =ir->^>, *->^>^<o 

-;k x:*/— ;k i -:/n/i/— ;k ttHfcW&»*««k 9£?£bVi. cms© 

m^^W*. 4 0t^.tTfeQ, 4 0 — 2 0 0 , C^Jff*b<, 4 0 — 

1 5 O'C^d; O^^bVi. 

*3E9!rau «3S; C6], [4]. C7] TrsRSn*-ffcd«©S£ 

7??— -C&2>Z\h&&mmi \ 2-, *5£tfSlElfefcl2 4, 2 5, 2 6 

Htl 6 1 (r u n 2, 3, 4, 5> 6 14. 

^n-6n> ttMK 2, -^m^j2 4, ^^2 5, *J60J -2 6 
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£h 


Pd/C,H 2 




NH 2 
1* 

Y^Me 








"Me 


MeOH 


-c 

F 








run sub. M Pd/C H 2 
(a.c. 2 *) (mol/1) (wt.% as Pd) (MPa) 


temp. additive 
(°C) (ratio vs. MeOM) 


lime 
00 


conv. (%) 


1* o-F&(S) O.Ol 


2 


18 


25 


AcOH (1/3) 




94 s - 
(•) 


2 p-F^ (S>R mixture) 3 * 0.01 


2 


7 — 3 


25 


AcOH (1/3) 


21 


43 
(1 : 99) 


3 p-Ff£ (S,R mixture) 3 * 0.01 


2 


7 — 5.5 


25 


AcOH (1/3) 


21 


72 
(1:99) 


4 p-Fffc (S,R mixture) 3 * 1 


0.123 


0.5 


60 


non 


21 


73 

(1 : 99) 


5 p-F& (S,R mixture) 3 * 1 


0.05 


0,5 


100 


non 


21 


84 
(1 : 99) 


6 p-F#: (S,R mixture) 3 " 1 


0.075 


0.8 


60 


non 


21 


72 
(1 : 99) 



*DE3S19438©^^^J S *" absolute configuration, 3 *S : R = 93 : 7, ^WMftBTrOiBSW*, S *«R^ 



(3, 5 -t'X- K'J ^^D^^^a:— JW ■ X^ZS 
<t&m<D— OT»«3tf*iSttl - (3, 5 -t*X- MJ 7Mo^f;P7xS 

hub) <d=3u&^vm. 
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ihfrbt?, ■■SB-iaaT3aaaLfc— JK« [4] T^^tiS^^-^TS > 
—«£C.[4] T?.«3n«^tt^7 5 A r t LT«, 7:n~;UiS, 

— [4] TS§n5^tt-i7$>0*H ****** U 
A<Wb^tttR-R#> S-R«e, R-Stt£/i}aS-S#Oi&^fr^at£ 
0 <y><7>0fflrfc5Rl/fc<ift»lE.iatt, 1- (7Mn*rctthU7MD^ 

9 8%e e^-tC0R<**^HS{^©^^;^g)»J*^Vi-&), 5? 7;* 5 s - W 
jBMMKtf 1 0 % d e £Ui© t>CO«:ffi V>-5 £ t^^^^,, 
«N«8tl/Tlt, tfttfc* MENU W«» JWKtKJIW, Rfl2K*lfc» 'J > 

15 j& *«7Bt »&*»<****# en*, vats *flKK*«w«J:o 

-;nf» 3-7 xz;i/7 , D i>*>hi^oiisjwbi*;V#>iwh, ^ n dm, 
20 yi'nDffiS; HJ-*on»Hk 7;M-DHMfc, v^^agf^ 

>», ■^w>tt. c i's *fcttt r an s -^r-f jsaK«©*«am 

*;P#>HM»* £JMSHfc» o, m.fcfcttp-KJM'MR*' o, mifefetep - 7 

o, o, mSfcttp-75/$ll«ai!. o, 

mtfcl3p--hnSim o, m*fcttp->'7/SfeJft#«U o, m*fc 

«p-^>-tf>5?*;u^>Bfc -fV7^j«, -7^7^;ng?K 

30 0g;&ra:r-k£=2ij>ifc, 2, e - tf u > s >v J *;^>M. . 1 SJJ&14 2.— 7~7 
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^aix^x^s/^njoHk 1 o -A>77- x;u*;>^-cd^si4x;1'7}n 
>S8K, 2, 2' - (1, l* -\f.-t-7?-)V) U->»WS©^f!HiU>BWSv 

^*,-S^a.^Bft, 7.D>BI, 75^t?>», t?^U>8U ^7/m 

•ett*^jK>»a, Jt*»tt^JP*>Bfe3R, Jt*«SttU>«MH. 7fe#fSttTa 

25 S^ttlttUTlt [4] ^$n«7t^tt-IK75X ttflKBt 

WttTH n-^>^>, n-^-y->, c-^s^-^>, n-^7*?>m- 
30 ©HgJte^'fkzK^, ^>-tr>, Wl/X>, x^l^>if>, ^v-l/>, 
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— ;k n-ya/v-;k s -yo/v-;K n- 

^-/-;^©T>r3,-;^ TMgs^vf ens. n--^^>, 
5 n-^zf$>s h;ux>, t -y^u^wux— ^k 7th 

ctvi„ swsr, — [4] ^sns^ttzffijs^tcMbt, i^ 
ia^-b&JB-rnfcr j; < % l-ioo es««flf * v < . mz. i~so j; 

09*fctC;JtfLT\ l/10~l/10OOOlfi©^toW*U<, ^ 1/ 
20~l/5 0 0 0aS<7D85jto3$<J;f92?£LV>. 

20 «#, (2 5°o ^swttft»«W)«ii^5s©3a*^ «f8swtr$>Jfi*r»# 

- 4 0 — 8 0 t^SSS^TrttlSi** £ ttf-C^S. 
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-rfefc*, *=ifieT»J6Ufc*-C6] T?wSti*3t^fiH4 l. - (3, 5- 

5£ [6] - (3. 5 -k**- h 'J 7MO^?;i/7x 

ti^£>9> ^©x^^^—ia^J^tfU 0%e e&±GD : h(D%:m^2>Z.ii& 

jni«»*fci4#*i»tixTtt, sesames u& &n*. 

4K<Z)<£/ilS> SttAOt&lk jft**fttt, »iaitta-C«l/&fc©<fcRi;'r**. 

tv^^^tven" a; [6] ■cssns^tti- <s f . s-t* 

20 ^-h'j7Mn^f;i/7x-;W x?;P75>"," xt>f^-?-Il¥" 
n^Tt^til- (3, 5 -fcfX- h'J7J^D^^7x^) Xf;P7i 

30 
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X^U*^~U:$itc.iZyt¥ffi&tt, ^7^GC (CP-Ch i ras i 1 -D 
ex CB) IC<tl3^L/&. 

5 immm 1 ] m-mn 

WHO lOOmlfc, 3, S-k:Z-h'j7^D^?;P7iZWf 
;^^rH> 10g (39. 0 6mmo 1, 1 eq), (S) -l-yir^X?: 
;l-7 5> 4. 9 6 g (4 1. 0 2mmo 1 * 1 . 05eq) tp - MHO 
7,;U^>m • — 7K*I«J 0. 37 g (1. 9 5mmo K 0. 05eq) 



'H-NMR (TMS, CDC1 j); 1. 5 5 (d, 6. 4Hz. 3H), 2. 
33 (s, 3H), 4. 87 (q, 6. 4Hz, 1HK 7. 24 (t, 7. 8 
20 Hz, 1H), 7. 35 (t, 7. 8H2, 2H), 7. 4 5 (d. 7. 8Hz, 
2H), 8. 3 1 <s> 1H), 8. 3 8 (s , 2H). 
CUlM0i] 2 <- 8 ] ^-i^S:^St7C 

25 Tt^fStt-f a > ( 3 a ) 3 5 9mg (lmmol, leq) S^ftU, |gt 
Umz7b$l'&. T^m^^mi-hVO^ 3 Smgifefete^^bU^tfAT^ 
a -'i'A 3 8rag (ImmoU Icq) &Jjn;^> ffi&^Ki&^b*:. RfS 



[<k2 7] 



Ph 




15 



20 



N*BMfc:J-MJ»>ATife8K 3K*aHft^^*'^^ixTria*»- JtJIft, Sift* K£ 

*a*u, yt^Mk—my 5. > . < 4 a ) ©a*is«*»fc. ft^j*»©ssaws.t - 

5?T^^V*v— Jttt*9^ec»Cd:0.*jEUfc. «^K0il<a^*#£ttJlt 

£3: 2 
5 [82] 

Ph fLh 




CF 3 CF 3 













35 & * 








«5c» 


CC) 


(h) 


(%) 


(S-S:R-S) 


2 




NaBH 4 


0 


2 


100 


5.4 : 1 


3 


i-r da" /-* 


NaBI-I 4 


0 


3 


100 


7.2 : 1 


4 




NaBH 4 


-40 


1 


91 


6.6 : 1 


5 




NaBH 4 


SI 


2 0 


100 


5.7 : 1 


6 


1*7-/1' 


NaBH 4 


-10 


2 


100 


6.9 : 1 


7 




NaBH d 


-40 


4 


100 


7.8 : 1 


8 


rh5kK D77> 


LiAlH 4 




1 4 


47 


2.1 : 1 



1 H — NMR (TMS> CDC1 3 ): 1. 2 8 (d, 6. 5Hz> 3H), 1. 

10 2 9 (d, 6. 4Hz, 3H), 1. 58 (br, 1H)> 3. 39 (q, 6. 

5Hz. Ill), 3. 65 (q, 6. 4Hz, 1H), 7. 0 5-7. 44 (m, 
5HK 7. 7 0 (s, 2H), 7. 7 6 (s, 1H). 

2mi \z: mmm 7 -cm.^vr^¥mi±—mr^> (4 a) © 

15 U&l&yn 18 1mg (0. 5mmo 1 ) t 5 fc/t^S^A/EHtlft (5 01 
fi%^7K) 18mg (0. 2 511%) <£*n*-, &mf£& 0 . 2MPad 
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Ut2 8) 




Me [ 5a ] 



T'^sns^ffittl- (3, 5-f7,-KU7Mn^g i jl,7x^) X? 
5 ;i/7 5> (5 a) <W|a£jsS^ 9 6mg*ftt. JR^«7 5 

ClCfcDifcJiiU ^^9.9%, a:b=l:9 9, 7 6% e cT-do-o/i. 
C%ffiffl 10-12] 2-hU znVJfU * ^)Vm®&- 

10 >JPX> 2 7mlC, 2 - h i) 7;^n^fjl.7x^M^ h> 5. 
02g (2 6. 7 0mmol, leq), (S) - ] - 7i^x^7S> 3. 
6 7g (3 0. 3 3 mm o 1 , 1. . 1 4 e q ) t^-fbM^) 0 . 5 5 g (4 . 
04mmoK 0. 15eq) 43. 5 NfP^fl^ilSit l^. HA^?* 

15 Mt? i miv i . 5 N&<fbz ^z-^ atK^stt 3 e. zk-c 1 Eitfe^ ufe. ishr 



•Tw*tl*^ffitt<5> (3b) 6. 64gW;. &^Jtt« 

20 <D$m.mt„ *7;i'GCK:j;D8HfcU 7 7 o fc. ffiMH "HU 

^"F-NMRif), T hDP P S-tt^Ji)3t>0^'|4#:^S'&^*Sc:i: 

h>*Bft<&»&«*Sa*SitfU "ISMa 3. 97e OK* SIX) 
25 ^3 



Mb 2' 9) 



Ph 
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[S3] 









-NMR^rS^Jl'^ h (ppra) 




<%) 


10 3. 7 


10 2. 0 


10 1. 9 




7 6 . 9 


2. 5 5 


: 2.4 7 


: 1 




9 9. 5 


1 . 0 9 


: 1.95 


: 1 



Wjft 116-118C/2mmHg 
5 l II-NMR (TMS, CDC 1 3 ) ; 1 . 3 2 (d, 6 . 4H z > & 1 . 4 2 
(d, 6. 4Hz) &1. 56 (d, 6. 4Hz) /K-^f 3H V 2, 2 
0 (s) &2. 3 2 (s) &2. 3 4 (s) /> — ^;UTT3H. 4. 0 6 (q, 
6. 4Hz) &4. 08 (d, 6. 4Hs) 44. 8 1 (d, 6. 4Hz) / 
6. 7 0-7. 8 0 (rru 9I-I). 
10 1 9 F-NMR (C 6 F B , CDC 1 3 ) : 1.0 3. 7, 1 0 2. 0, 1 0 1. 9. 
[Mil] ^~&*M : ^jStc 

)v 4m i c mmmi o-^wkv^jtw^ <3b) 

SSA'.'l. 42 g (4. 8 9mmoU leq) £r*g$£U 0 "CKfcai^:, 
*fl5*.t7#?*-hy 0. 42 g (10. 9 7mmol> 2. 2 4 e q) « 
15 ilO*-» IsIM^T- 5 BtRB, $ 6> tC^ifl-e 6 2 ^#£#1^. S^^f' 1 NJ£ 

Mt3 0] 

CF 3 HN^Me 

U M * [4bl 

■?SSn*3t*ffitt3»7S> (4 b) (OfflMtl 1. S3gt#t. 
n5 6%, 59 : 41T2&0&. 

^^f-yZXt^-O'H-NMR (TMS, CDC1 3 ):1. 2 6 (d. 
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6. 8Hz, 3H), 1. 36 (d. 6. 8Hz. 31-1). 1. 57 (br, 1 
M>, 3. 48 (q, 6. 8Hz, 1H), 4. 06 (q, 6. 8Hz. 1H), 
6. 7 0-8. 0 0 (m, 9H). 

t-v , 7Xrl/^"'7-<f 'H-NMR (TMS, CDC1 3 ): 1. 2 6 (d, 
5 6. 5Hz, 3H), 1. 32 (d, 6. 5Hz, 3H), 1. 57 (br, 1 
H). 3. 6 3 (d, 6. 5Hz, 1H), 4. 33 (q, 6. 5Hz, III). 
6. 7 0-8. 0 0 (m. 9I-I). 

imt&w 1 2'] mEL&m to&mim 

1. 5mll:. mt&mi lT«l3fiUfc3fc^lStt— S75> (4 
10 b) <59«Ldfc£&t& 44 0mg <1. 5 0mmol) £. 5 %^ ^v?^ A/flM&R 
(5 0ffiS%"^7K) 8. 8mg CO. 0 5iS%) £ril[]>Ls **JE€rO. 5 



TTw^n-SJt^Sttl - (2- hV7n>*U*^)V7x.—)V) X?^75> (S 
b) ©fe&J*»*»fc. &3E(£$&cr>^4&s$, ^OPIffffiE^cojM^'Kfe (Hl/)2E©a : 
b) £#^^4, ^^GClCcfcOSfcJEb, ^n-fm 0 0X v a : b — I : 
9 9. 1 8%e e-ca&o^.. 
20 'H-NMR (TMS, CD C 1 3) : 1. 41 (d, 6. 6Hz, 3H). 1. 
56. (br, 2H), 4. 56 (q, 6. 6Hz. 1H), 7. 3 3 ( t , 7 . 
9Hz, 1H). 7. 5 7 (t, 7. 9Hz, 1H), 7.6 1 (d, 7. 9H 
2, 1H), 7. 74 (d, 7. 9H7„ 1H). 
[m&M 13-15] 3 - h U 7))/-*u * ^)VW%Mfc 

25 mmm 1 3 3 m—i&n : BL*m& 

b;UX> 2 7mUC. 3 - >'J 7 )V*U *?-)V7 =.~)V* : ?-)V!r h> 5. 
0 2 e (2 6. 7 Ommo I, le qh (S) - 1 -7xz;Hf;l'7i> 3 
6 7g (3 0. 3 3 mm ol, 1 . 1 4 e q ) ii&itmm 0 . llg (0. 
81mmol, 0. 0 3 e q) *»F»U 8 ISSWlJDjftJSafEU . fflftT***?* 
30 i"-> • *ffT?|*V>fc. RiS»T*&.5 XTKWlfl:^- h U ^**aET' 1 

l. 5Ntt7> : EZ r>AzK^-C3I3. *T1 [aJ^L-fe. BIiR#«JB 



[flS 3 1 ] 




CF 3 NH 2 



[5b] 
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Mfc3 2j 



N 




Me 




Me [ 3c ] 



-CwSn*3t^Stt-f S> (3 c) 8. 2 2gt#fc. 

1 H — NMR (TMS, CDC1 3 ): 1. 5 4 (d, 6. 611 z. 3H), 2. 
29 (s, 3H), 4. 85 (q, 6. 6Hz, 1H), 7. 24 (t, 7. 8 
Hz, 1H)> 7. 34 (t. 7. 8Hz. 2H), 7. 4 6 (d, 7. 8Hz, 
2H), 7. 4 9 (t, 8. OHz, 1H), 7. 6 3 (d, 8. OIIz. 1H), 
10 8. 0 3 (d, 8. OHz, 1H), 8. 0 9 (s v 1H). 

mmm 1 4 ] mr. mm •. *'^r&5c 

**s—)\> 2 2mii:, mmmi s.> tsc) © 

8. 22g (2 5. 6 3mmol, 1 eq) t^L. 0^C\ZYtiM 
TK^-fb*:^^^ N 'J 1. 07g (28. l6mmoU 1. lOe 

15 q) *#]*.,.' ITO*T 6. 7 5 ^IW«»b)fe- KJtS«^«fc 1 NttLl»*JB?S«: 

Ties: 



tyTxri/^v- jtw, ^^^gcicj:!?^^, tnfmoo%, S- 

S : R-S = 8 6 : 1 4T$ofc. *,?^D7b^7^- (~> 

<J;Wk HfflfcX^l/: n -^i»->= 1 : 6) (C<fc«ffi6Z£2iHffiU ffiSUEi 7 . 

25 1 l g (W9 5« &?#Jto 



[<fb3 3] 



20 




25 



• 



S-S<£> : H-NMR (TMS, CDC 1 3) : 1. 2 7 (d, 6. 7Hz. 3 
H), .1- 2 8 (d, 6. 7 Hz-, 3H), 1. 57 (br, 1H), 3. 4 3 
(q, 6. 7Hz, 1H), 3. 57 (q. 6. 7Hz, 1H). 7.14-7. 
5 6 (m, 9H). 

5 R-SO'H-NMR (TMS, CD C 1 ,) : 1 . 3 5 (d, 6 . 5Hz, 3 
H), 1. 3 6 (d, 6. 5Hz, 3H), 1. 5 7 (br. 1H). 3. 7 6 
(q, 6. 5 Hz, 1H), 3. 8 2 (q, 6. 5 Hz, 1H), 7. 14-7. 
5 6 (m, 9H). 

12mm 1 5 ] J8=ise : tKM&am 

10 5ml S&tfeftll 4 TTigjg S73> (4 

c) (DftlMffn 4 4 Omg (1- 5 Ommo 1) t 5 W A/fS^i^ (5 

0 2tS%-£7K> 8. Smg (0. 05£i.%) £*D.?L. 7j<5^JE«: 0 . 5MP 

TIBS 

15 Ut3 4] 



■r**n*^^ffi«fei - (3- KU 7Mn^5 1 ;P7xr:;i/) xW5> (5 

c) fflt*)fift*#fe. J&3EJ£#K£^g|J£, iflE&r&E-CCOjg^fe (6(T*£0 a : 
b) tft^m&te* ^^GCtecfcOStJgL. tn^n7 6%, a : b = 3 : 
20 9 7, 7 2%e CC^-pTc. 

1 H — NMR (TMS, CDC 1 ,) : 1. 4 1 (d, 6. 7Hz, 3H), 1. 
55 (br. 2H), 4. 20 (q, 6. 7Hz, 1H), 7. 40-7. 59 

(m, 3H), 7 . 6 1 (s , 1 H). 

[*MIW16-18] 4-Mj7Mn^^iSM 

25 -timwiGi IB— aa : liwctt^- 

h;i/X> 2 7ml!;, 4 - hU 7;M-n*9 t ;i/:7x~Jl'*^;i'$ r h> 5. 
0 2 g (2 6. 7 Ommo 1, 1 e q), (S) - 1 -7i- fr^JlsT 3. > 3. 
.67b (3 0. .3 3 mm o 1 , 1 . 1 4 c q ) £*fc<fbffi$& 0 . 1 1 g ( 0 . 
8 lmmo 1 , 0. 0 3 e q) <£*&fl?U 1 5 B#fflJnf&jlljStL. IiJ3rT.57.kS: 
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[ffc 3 5 ] 



Ph 




Me [3d] 



1 II — NMR (TMS, CDCl,): 1. 5 4 (d, 6. 6Hz. 3H), 2. 
2 9 <s> 3H), 4. 8 5 (q, 6. 6Hx, 1H). 7. 24 (t, 7. 6 
Hz, 1H), 7. 34 (t, 7. 6Hz, 2H), 7. 46 (d, 7. 6Hz, 
2H), 7. 63 (d, 8. 3Hz, 2H), 7. 94 (d, 8, 3Hz, 2H). 

*?;—ji> 2 2mit, mmmi 6-cmmor^<^fs^.-f s.> (3d) o 

m.&.&yo 8. 2 0g (2 6. 4 3mmol, leqUliU Otl:^ 
t£, Zk^fctf^sfc^hU^A 1. 0 6a (2 7. 8 9mmo 1 , 1. 0 6 e 

q) £in>L. Man? 5. sB*rmi«jtsbfc. 1 Nifiife***&iP 



20 T^^n^^^tt-JKTS^ (4d) oa^J56*&.*fl»»:. 8ukj*»©seift4t 
S : R - S — 8 4 : 1 6 "C&o 

S-SO'H-NMR (TM S , CDCl,): 1. 2 7 (d. 6. 6Hz, 3 
H), 1. 2 9 (d, 6. 6 Hz, 3H), I. 5 9 (br, 1H), 3. 4 5 
25 (q v 6. 6Hz, 1H), 3. 57 (q, 6. 6Hz, 1H), 7. 12-7. 



[-ft 3 6] 
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6 7 (m, 9H). 

R-SC'H-NMR (TMS, CDC1 3 ): 1. 3 7 (d, 6. 8Hz, 6 
H)> 1 . 5 9 (b r,. 1 H), 3. 7 6 (a, 6. 8Hz, 1 H), 3.8 4 
(q, 6. 8Hz, 1H). 7. 12-7. 6 7 (m, 9H). 

5 &mm is] m=mm •. m^m^m 

—)\> 1 . 5 m 1 fc, $mm 1 7 -T?«Sft U^fi^tt-SgT 5 > ( 4 
d) coj|&£j&$j 440mg (1. 5 0mmol) t S % S»£ A/iS-|£££ 
(5 0mS%-S"7jc) 8. 8mg (0. OSilM £#n*., 0 . 5 

10 mm, #£ft**u TSB5S: 



T^$n*^f 1 - (4 — h 'J 7MD^f>7i=;W l?j>75 > (5 
d) «©«L^j*4U*»fc, Ja^riS»OiQA*l?. ■©^e-COiSt^'t* (ffirS&csa : 
15 b) +?;i/GCKJ:Dftj6l/, ^n^58i%5> a : b = 3 : 



1 H — NMR (TMS, CDC1 3 ): 1. 40 (d, 6. 8Hz, 3H), 1. 
6 0 (br. 2H), 4. 1 9 (q, 6. 8Hz, 1H), 7. 46 (d, 8. 
2Hz, 2H), 7. 59 (d, 8. 2Hz, 2H). 
20 KJSW19-.2 1] 3 -v^aia&fls 
[§6i!r£#l 1 9 ] : JI&TKjfS-fr 

wux> 2 9mii;, 3-7;^n7iz;M^^h> 4. 00 g (2 

8. 9 6 mm o 1 , 1 e q), (S) - 1 -71-^1^7 5 > 3. 8 6 g 
(3 1. 8 5mmol, 1. lOeq) ii&L4tm& 0. 12g (0. 88m 
25 mol, 0. 0 3eq) 1 S tfMftl&fflfEU- HllikT*#*?vr - 

> • **-*1£Tr|*V>fc. 2***T*fe 5 XTMBflS*" h 0 1 E, 

js*m^ mj *ATte*u asm, ;ft*Sft«u tbs^ 



[ft3 7j 




9 7, 6 8% e e-ra&ofe. 



Wb3 8 3 
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Ph 




Me [ 3e ] 



Me 



'H-NMR (TMS, CDClj): 1. 5 3 (d, 6. 6Hz. 3H), 2. 
5 2 5 (s. 3H). 4. 8 3 (q, 6. 6 Hz. III). 7. 00-7. 65 (A 
r -H. 9H). 

injfcm 2 o ] ^-ja^ : ^stc 

2 2ml!:, 1 9 Traifi Ufc^^flS-tt-r 5 > (3e) © 

aSJfit 7. 46g (2 8. 9 6mmol. leq) «U O'CICJ^SI 
10 ^SWfcjfctfStW-MJ 1. lOe (2 9. 0 8mmol, 1. 00 e 

[ft'3 9] 



TTSR^*^???H!fe— »T5> (4e) OffiilS^ 7. 0 8 gfe#ft. 
00%. S-S : R-S = 8 6 : 1 4-C£-pJt. 

S-SCD»H-NMR (TMS, CDC 1 3 ) : 1. 2 5 (d, 6. 8Hz. 3 
20 H). 1 . 2 8 (d, 6. 8IIz, 3H), 1. 5 7 (b r, 1H), 3. 4 0 
-3. 5 5 (m, 2H), 6. 8 0-7. 4 5 (A r -H, 9H). 
R-SW'H-NMR (TMS. CDC 1 3 ) : 1 . 3 3 (d. 6. 8Hz. 3 
H) , i. 3 5 (d. 6. 8Hz, 3H), 1. 5 7 (br, 1H), 3. 7 0 
-3. 8 0 (m. 2H)> 6. 8 0 -7. 4 5 (Ar-H. 911). 
25 L^MM 2 1 3 ^HiSS : mfc^ftM 



Ph 



15 




Me 



[4e] 
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e) G9*ft£/&^ 3 7 5mg (1. 5 4mmol) £ 5 Ay^»ttift 
(5 0fla%#7K) 6. 9mg (PdtLTO. 0 511%) £2)a>L, zfc^ 
EE&0. 6MPaKR)i[U 6 0 X^T 2 1 B#|fiJjW*L&. KJf&ttTJfcfc'te^'f 

Kb 4 01 

NH 2 

Me [5e] 

T'SSnsmttl- (3-7;btD7x-^) I^75> (5 e) <Z)& 
Qi1$,W1t'&r^ ■ 8.£j*tt©3Qft*» ifliW&S^jli^'l* (a : b) £3t*#IU£ 
10 tt, *7^GC.tJ;t)ftlEU ^n5 8%, a : b = 0 : 1 0 0, 7 2% 
e e Tf&ofc. 

M-I-NMR (TMS/CDCl 3 ) : 1. 4 0 (d. 6. 6Hz, 3H), 2, 
80 (br, 2H), 4. 10 (q, 6. 6Hz, 1H), 6. 8 6-7.42 

(A r — H, 4H). 
15 [^B^ll 2 2 - 2 6 ] 

(WteW 2 2 3 m—'MU : JW#»& 

h;i/x> i 4 5 m nc> 4-z7)V*uy3L~)],*^)v>rh> 20. oog 

(1 4 4. 7 8mmol, leq), (S) - 1 ^Xf^75 > 19. 

30g (1 5 9.2 7mmo 1,1- 1 0 e q) <h&<rt;lfi$& 0. 6 0 g (4. 
20 4 Ommo 1 , 6. 0 3 e q) €r»fl?U 1 9 BSr^fln^jgSS U SiJ^T-StK^ 

1[hK 1. 5N^<br> ; &— ^AzK^MT-3HI, ^llslife^b*:. lHliR*-«i 

r-fb4i] 

£h 
N^Me 

If^j* Me [3f] 
25 p^Vs^ 

TSc?nii?tf : S'tt1'5> (3 f) Oiffl.^J^^ 3 5, 0 0 g^r^^:. 
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1 H — NMR (TMSv CDCI3) : 1. 5 3 (d, 6. 6Hz, 3H), 2. 
2 5 (s, 3H), 4. 8 2 (q, 6. 6Hz, 1H)» 7. 0 0- 7. 5 0 (A 
r-H, 7H), 7. 8 0- 7. 9 0 (Ar-H, 2H). 

[<&mm 2 3 ] &-mm •. ^m.7t 

5 **/—JU 12 0mll;, Mmm2 2~C<8iT&VfiLyt^mVk'1 S> (3f) 
<£8L4EMfc#l 3 5. OOg (1 4 4. 7 8mmol, leq) £*§fl¥U 0 *C 
tC?frai^, 7jc^b5^'>^^-hU C7A 5. SOg (1 45. 3 9mmoL, 1. 
0 0 e q) SriU*, WIUM^ 5 B$Ra$#U£:. S^Jg^fC 1 NffimTK^S 



^^n^Tt^tt-^r =l > (4f) <D®.*ki%m 35. 3 4gm a 

100%, S-S :R-S = 93 : 7Tfe-5fc. 

S-SO'H-NMR (TMS, CDC1, 3 ): 1. 2 4 (d, 6. 4Hz, 3 
H), 1. 27 <d, 6. 4H2. 3H), 1. 60 (br, 1H), 3. 45 

<q, 6. 4Hz, 1H), 3. 49 (q, 6. 4Hz, 1H)> 6. 90-7. 
20 5 0 (Ar -H, 9H). 

R-SCD'H-NMR (TMS, CDC1 3 ): 1. 32 (d, 6- 8Hz, 3 
H), 1. 3 5 (d, 6. 8Hz, 3H), 1. 60 (br, 1H), 3. 74 

(q, 6. 8Hz, 2H>, 6. 90-7. 50 (Af-H, 9H). 

mmm2 4] s5hss*§ : m^tm 1 , r u n 4 
25 1. 5m nc mj&m 2 3 •vmm^t^tft^m^~m7^> (4 

f) ©S<fcfi&% 3 6 7mg (l. 5lmmol) tS^/^y'^A/S'M 
(5 0li%t*) 18. Omg (PdtLTO. 12 31i%) £r#n>l, 
tMIJE&O. 5MPaf;m, 6 0 "C^ 2 1 R#fU!^Ufeo S/iSi^T^Srir 
7< kifciffi, 5S*g, Tt25£ 



Wb4 2] 



Ph 
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Mb 4 3] 



F' 




Me [5f] 



&J««t«'fc. ■ a*JDK«J<CSaft'^ *MWfc«T©»iRtt (a : b> 
5 ttv ^7^GCICif)^U -?-n-fn7 3%, a : b=l : 9 9, 8 6%e 

'H-NMR (TMS, C D C 1 3 ) : 1. 3 9 ( d v 6 . 6H«»'3H), 2. 
10 (br. 2H). 4 . 11 (q . 6 . 6Hz, 1H), 7 . 12-7. 38 
(Ar-H, 4H). 

10 tmffiM2 5] mHi®@ : tofciUSH? (S - 1 , r u n 5 fc*t/&) 

— ;P 1. 5mlK, mm&}2 3TrBBaLfc3t*»ttn»7 , -S> (4 
f ) <Z>3|B.£ 3 6 5 m g (1. 5 0mmol) £ 5 5^ A/flH4lfc 

( 5 0 ffiSSiJ-S-TfO 7. 3mg (PdtUTO. 0 5fiS&) 2rfln*.> 7K3I 



T?^Sn*7t4 fc «Ht.i - (4-T;i/5!-aya;-;W IfJl/7S > <5 f) 

20 te, 3^;i/GCfc«fc*m?£U ^n^8 4%. a:b=l; 9 9. 8 6%e 

[HiS^J2 6] SRHifig : tiafcHkim («- U r u n 6 

1. 5m 1 fc. £O£0ij2 3T8efiU&*e3*i&te— iS75> (4 
D CDfifJft 3 6 5mg (1. BOmmo.l) £ 5 >>£7 A/f&ttK 

25 (SOM***) 11. Omg (PdilTO. 0 7 5IS!«) €:lJUA, 
7j<3&£&0. 8MPal:t^U 6 0t:T2 1 mfflm&l'K. ^Eif«TM«riz 



Mb4 4l 




r 



32 



Mb 4 5] 



NH 2 




Me [5f] 



■CwSn*3t3*fiH£l - (4^7;ttD7i=M X?-JK7=L> (Sf) ©8. 
^bftjafcfeWfc. «J»r(jl:«-C©ittW'l* (a : b) £ft«mfiE 

5 *5;i'GCK:«fc0S*&U 2 %> a; b=l : 9 9, 8 6% e 

m*sm i ] sunm : m*mfrm m- 1 , r u n 2 fc*t*s> 

112. 5ml£ffcm 3 7. 6m l.fc. *JfM* 2.3 TT«3&L& 
.yC3**&tt:3R7 , 5> (4 f) 3 6 5mg (1. B.Ommol) <t 

10 5K/t7 3>*A/?S«ift <5 Oll%f*) 3 0 0. Omg (PdtU2 
fflSSS) 4*0*., #*JBE#7MPafcaW£U 2 5 *CT? 2 1 PfrRatttttl^fc: (M 
j£^T^©rtJEKt3MP a). RjE»TWife*fe9-r Mta, £C3M£*l^ 

Mb4 6] 



15 




T^$ns)tfffifti - (4-7Mo7i-;W iws> (5f) ©m 

mfefc*©***, ^Bfrfafi^©jl#I'l4 (a : b) 
tt, ■ *7;PGCKJ:t)*gU *tHPtl4 3 a:b=l:99> 86%e 
e T^-o fc. 

20 [imm2] m^mm udtksmwk («- i . runs 

^^y— ^ 112. 5ml^ 37. SmlC, SiJSfll 2 3 T?«iSL.fc 
yt^i&ISzyRT' 5 > (4f) ©$i£j£<Kj 3 6 5mg (1. 50 mm o I) t 
5%/^i"7A/^ (5 011%^*) 3 0 0. Omg (Pdt>T2 
11%) tin*., *3?ffi£7MP afcj^&U 2 5'CT2 l^rnl^itL,^: (S 

25 j&a&y tecoftmte 5 . 5 m p a ). s*»y«ft'-fe ^-f ss«&> Hfif% 
Ties: 

MI54.71 
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F' 




Me [5f] 



-cifctsti&yms&i - (4-7;Wn7i-W Xf^7 5> (5 f) Offi 
.ft^jSfc»©*Jft*» «MfHfcBT?©2i*?*fe (a : b) i3itW* 
S. *5AGCICi'DftSU..*n*h7 2X; a:b=l : 9 9, 86%c 
5 e T^-pfe. 

XnmW2 7 -2 9] 3, 5 -3?7;P^aiB8l* 

hJUX> 19mlfc. 3, 5 -^^^^-D^x—JP^^JI/^r h> 2 . 99 
g (19. lBmmo'l, leq), (S) - 1 - 7i= ;n^V75 > 2. 
10 5 7 g (21. 1 9 mm o 1 > 1 . 1 1 e q ) £i£<ffcM$& 0 . 0 8 g ( 0 . 
5 8mmoK 0. 0 3 e q) 1 6 mfflhUf&igMV, VAQlT**.* 

15 [<ffc4 8] 



t*S-tl*^ffitt'f 5> (3g) ©ifil*^* 4. 9 8g^?fe. Jta^feJiS^ 

1 H — N M R (TMS , CD C 1 3 ) : 1 . 52 (d, 6. 6Hz, 3H), 2. 
20 2 3 (s. 3H), 4. 82 (q, 6. 6Hz, 1H), 6. 7 7- 6. 8 6 (A 
r-H, ll-l)s 7. 12-7. 48 (Ar-H, 7H). 
[%mm 2 8] 35- : ^F^ItC 

l6ralC. HM«2 7T«J&Ofcft3*iS#-f 3> (3g) © 
a*J«4fe 4. 98s (19. 16mmol,.leq) fejgiU or{r^231 
25 zKs&Hfctfv^sfc^h U t>A 0. 7 3g (19. SOmmoK 1. 01 e 



£h 




F 
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[ft4 9] 



HN^Me 




[4g] 



0 0%, S-S : R-S = 8 7 : 1 3-TT*ofc. 

S - SC^H-NMR (TMS, CDC1,): 1. 22 (d. 6. 8Hz, 3 
10 H), 1. 28 (d, 6. 8Hz, 3H), 1. 52 (br/lH), 3- 48 
<q, 6. 8Hz, 2H), 6. 5 8—6. 8 3 (Ar-H, 3H), 7. 12 
-7. 3 7 (A r -H, 5H). 

R-SC'H-NMR (TMS, CDC1,): 1. 31 (d, 6. 6Hz, 3 
H), 1. 35 (d, 6. 6Hz, 3 H), 1. 52 (br, 1H), 3, 73 
15 (q, 6. 6Hz, 1H), 3-7 6 (q, 6. 6Hz, 1 H>, 6 . 58-6. 
8 3 (Ar-H, 3H), 7. 12-7. 3 7 (Ar-H, 5H). 

i. 5m i \z. nmmz s-cttjsujyfewifci wlt* > (4 

g) <DW^.h%m 3 9 4mg (1. 5 1mmol) t 5 %n=? *>V 
20 (5 0Sa%^J<) 7. 8mg (PdtUTO. 0 5ffiS%) 

J£*0. 5'MPatCttJfcU 6 0tf2ieM^Ufc. S^T?£^^^< 

t<fc5 0] 

Me [Sg] 
F 

25 T?^*n*^*fStt 1 - (3, 5-y7MD7x-;W IWS> (5g) 
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m±J**Oi^tft*, ttJItfrfldttTrOiffiRit (a : b) 
ttfiEtt* ^JPGC-tei D8tj£L» Wn7 9%, a : b=0 : 1 00. 7 

1 H — NMR (TMS, GDClj): 1. 38 (d, 6. 6H2, 3H), 2. 
5 6 0 (br. 2H), 4. 0 9 (q, 6. 6Hz> 1HK 6. 6 0-7. 0 0 
(Ar-H, 3H). 

mmrn 3 0 ] 1 - < 3 , 5 - t* x - h »j ?)i>*u* ^-)vy xx;io. 

5 > . ( 5 a) ©-p t -h^x^M^illciSSISiWa 

h;UX> 6. 5mlC,.Jt*fittl- (3, 5-t*7-hU7^tD^? 
10 ^7a-Jl/) Xf^7S> (5 a. X^">^*V— it/ S<ffc : R#:= 7 . 4 : 

1) l. 02g (3. 9 7mm-o_i Uq) «*• p - hJkXj^ZJl^^gfe • 

— 7jcfH#I 0. 6 8g (3. 5 9mmoK 0. 9cq) £flfl*.. 60~70'C 
T?3 0»|llia»PU r n-^s+it> 6ml£iP*_, 'MU^-CM^^ ■ — BW^ 
Sure. tfttLfetiA&tftiftU ^S<£n-^H*->T*fe?£L. R2!4&jHM& 
15 T^^-TMj^W^ 0 . 2 0s l • 44g «r#fe. fn-?n© e e 

fa. o. 5N-N aOHfrmn-cMffitii^zVi:. ^^GC^tfrU^Cia. 
82. 7%ee (.* y — #fc£S<*:). 74. 2Xee U>>>-*BS#) " 

Hb5 1] 




20 CF 3 

1 H — N M R (TMS, DM SO) : 1. 5 4 (d. 6. BHz\ 3H), 2. 

28 (s. 3H). 4. 6 9 (q. 6. 8Hz, 1H). 7. 10 (d. 8. 3 

Hz. 2H). 7. 46 (d. 8. 3IIz. 2H), 8. 17 (s, 1H). 8. 
23 (s. 2H). 8. 30 (br, 3H). 

25 mmm 3D yt^tin- o, 5-t'x-h'j7Mo^fA7i^) 

Jf > (5 a) Od -i'SSUffii: i§ffi|,iiSM 
' *9S—)\> 3 0ml }fc^8H£l- (3, 5 -H*- MJ^^n*^ 
l?^7S> (5 a. Xr*->^?i"^— Jfc/S# : R*fc= 7 . 4: 
1) 0. 94g (3.6 4mm o 1 , 1 e q) td-SS^ 0. 5 5g (3. 



3G 



6 4mmo I, 1 eq) fcjn*., MMT 3 0 »IKHJtlt.l/» SS*T*t?frSk ¥ 

>*^te-5V$-#Kar©iaffl 1. OlgtSJt 0. 4 8gfc#t. *ft*n©ec 
tt, 0. 5N-N aOI-Wmm'Cm$Bj&&\Zl'T, ^^GC^Lfctd^ 
5 ^n9l. 4%ee ('^S?>— flsftSfls),- 4 3 . 8%ee — flt 

Mfc 5 2 ] 




CF 3 



1 H-NMR (TMS. DMSO) : 1. 4 5 (d, 6. 8Hz, 3H), 3. 
10 9 2 (s, 2H), 4. 52 (q, 6. 8Hz. 1H), 8. 08 (s, 1H), 
8. 19 (s, 2H). 

M6M3 2] Jt^Stti- (3.. 5 - fx- S'J 7;^D/^7xn;w 
If^7S> (5 a) © (S) -T>7 J ;P^fc«fc^.f?^*SM 

hjn>3m i k> ^fg'i4i - (3, 5-trx- 7;u^d^^;u^^ 

15 ■ ZL )V> Xf;i/75> (5 a, X±>^^— it/Sfc : R#:= 3. 8 : 1) 0. 
6 4 g (2. 4 9mm o 1 , 1 e q) <h (S) - v >7 i ;i'®? 0. 1 7 g (1. 
1 2mmo U 0. 4 5 e q) &J]0;L, S«tT3 0#-M8£ftU n-^1t> 1 . 
5 rn 1 £itlA, ^^T>6fe^, »®SJ$-e2 BRfliKfgU^:. #f ttS L.fe^^,«rJlS 

20 5 3 gtf« 0. ?8gSi^. ^n^noeett, 0. 5N — NaOHzK 
«%CCmittt&lsX, *5JUGC#tfl,t±tC.Zs -9-6. l%ee 
-fl^S-fto, 4. 7%ee (*S>*— #ras#) "Cfc-afc. 
[^5 3] 

(S)-PhC*H(OH)C0 2 H • NH 2 
CF 3 

25 'H-NMR (TMS, DMSO): 1. 3 9 (d, 6. 8 Hz. 3H), 4. 
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4 1 (q, 6. 8Hz, J H), 4. 7 1 (d, 2. OHz, 1H), 7. 1 9 
(t v 7. 3Hz, 1H), 7. 26 (t, 7. 3Hz, 2H). 7. 36 (d. 
7. 3HX, ZH), 8. 01 (s, 1H), 8-15 (s, 2H). 
[|£SS0i|3 3] (3, S-\£X-bV7)Mru*?*jU7x.~M 

6 X^;i/T^> (5 a) <Z> (S) - V JUBUfilw «fc -5 SSSM® 

h;i/x> 4. 5miic, yt^m&i- (3, 5-h•x-^'J7;^t^^f 

lW5X5 a, X^>^V— Jt/S^ : Rte= 8 . 8 : 
1) 0. 80g (3. lOmmoK leq) t (S) -Y>fM 0- 4 
7s (3. 0 9mmol, leq) ftftl*.. liT3 0^m^L/. n 

io -y-> i. 8m i a£ja*-r»»«, asss&jta*.. susro&iRUjfc. 

~?m&<Dmi& o. 8 9e£®m o. 3 5gs?#^. ^noeets, 0. 

5N-NaOH*JJ¥«T?ae«tta6»Cl/T, ^5^GC^lfct^^, 9 0. 
7%ee (*v>ir— teteSftO, 5 8. l%cc v>^ — S AO -?£-p 
15 t. 

5 4] 

(S)-PhC*H(OH)C0 2 H • NH 2 

7s 




CF 3 

[&»0y 3 4] sfcijfcj&tt l - o, y)u*a * ^7 x^;w 

20 X5 t ;>TS> (5 a) <D (S) -T^JHfttttKiSWISfltt** 

^H>10ralfc, (3, .B-tT^-.NU^U^*n^^7 

i-;U) X^;i/T$> (5 a) <D (S) -^T^WMft (5 a • (S) > 
^rJ^Wt^ X~}~>3 L *'?~- J£/S# : R#= 9 5. 5:4. 5) 0. 8 9 g 

8 ot;-c3 o^mt-v, i^TOeujt. .*fmu 

H 0. Tletfli 0. 1 8 g fc. -^n-^ncDeera, 0. 5 N — N a 

v 5 ^ — ^ttS-f*:), 8 2. 7%ee (^yt-^fSS^) ~C$>^f^. 
tfcSS) ' ' 
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(S)-PhC*H(OH)C0 2 H • NH 2 




Me 



l&KVi 3 5 ] Jt^flHt^UR 75> (4a) <Z>tttttt£ «fc § F?^ AffittL 

2 Om 1 )t#ffittZi7 5> (4 a. W^V— ht 

5 /S-S# : Tt-Sfc=7 . 5:1) 2. 3 2 g (6. 4 3 mm o 1) £rj® 

n-A^>-l.^y-JP0^ifJf!i (5 0:1) 3 0ml 5 0 °C 

9 8gtS$ 0. 5 8 st&ft. ^-n-?n©d e«, 0. 5 N-N aOHzfc 
mt&-?&ffl&&l~l'-i:* *5;l'GC^LfctC5, 8 2. 4%de (^v 8 * 
-mJS-S#). 54. 7%de <*5;+— flettS-SflO T36^>£l. 



'll-NMR (TMS, DMSO) : 1. 5 8 (d, 6. 8H2, 3H), 1. 
6 2 (d, 6. 8 Hz, 3H)> 3. 9 9 (q, 6. 8Hz, 1H), 4. 2 8 
(a., 6. 8H2, 1H). 7. 2 5 -7. 4 8 (m, 5H), 8. 13 (s. 
3H). -10. 22 (br, 1H), 10. 53 (br. 1H). 
20 mmWZ Gl 9t&m&=&7^>- (4 a) Op-hJH>XM>|!^l; 

t-^^)V^^-)V^-^)V 4 2mll:, 3te3*EH«fe=UR7 , 3 > (4a,.v7 
^^rVsJ-^— it/S - Sffc : R- S^= 7. 5:1) 3. 04g(8. 4 2 
mrno K 1 e q) £ p - h;i/X>*;U*>$S • — 1. 6 0g (8. 



ttb 5 6 3 



Ph 



HQ ■ HN 



Me 



15 
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4 2mmol, leq) SriJP*., 6 0^CT4 0SHJ3#t#b> n -*\tt> 7 

1 2 g 1 . 3 7 g «r»fc. dett 0. 5 N — N a OH* 

5 W«rTfjftl«!at*CLT. *v;PGC»i|ffUfctC:*> 99. 3%de Wy.f 
—mtS-sm, 16. 6%de <*5?-v— - -S#0 "Cfeofc. 

Ph 



/7-TsOH •HN'^Me 




CF 3 



1 H — NMR (TMS, DMSO) : 1. 5 5 (d. 6. 0Hz, 3HK 1. 
10 5 8 (d, 6. 0Hz. 311), 2. 2 8 (s, 3HK 4. 2 9 (a, 6. 0 
Hz. 1H), 4. 54 (q, 6. 0 H z » LH), 7. 1 1 (d v 8. 0 H 2 , 
2H), 7. 3 8 (m, 2HK 7. 4 3 (m, 3 11). 7. 4 7 (d, 8. 0 
IIz, 2H), 8. 10 (s . 2H)s 8.2 0 (s, 1H), 9. 4 1 (b r. 
2H). 

15 [s«fi«3 7l ftq*i£tt=»T5> (4 a) © (S) - ^ > tt/HSWK C £ * 

h;l^X> lml IC, ^^fgtt^TS > (4 a, ^7^fk^lt/S 
-S-ffc : R-S-&=7 : 1) 0. 8 1g (2. 2 3mmo K leq) t (S) 
-V>7\>HK 0. 34 g (2. 2 3 mmo 1 > 1 e q) £Jn*_> 6 01CC'3 
20 OSHIMWfcU n-^s^1f> 6ml*JBA^M*nr»»«/--«fe*k«S^- 

•*-*K2£©»ffl o . 99g tmm o . i 2 g ^n-rno a e »a, 0 . 

5N-N aOH7kmWT?i&W1&&lZlsT. JIG Cfr&r\> It 77. 

2Xde'WJ?t-#ttS-S#), 57. 8%dc OlS?* — *M±S - S#0 
25 -C^ofc 
[ft 5 8 ] 
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Ph 



(S)-PhC*H(OH)CO z H • HN 




S 



Me 



Me 



1 II — N M R (TMS, DMSO) : 1. 19 (d, 6. 4 II z . 3H), 1. 
2 3 (d, 6. 4 Hz, 3H), 3. 29 (q> 6. 4Hz, 1H), 3- 60 
(q, 6. 4Hz, 1H), 4. 99 (s , 1H). 7. 07-7. 46 (m, 
5 1 OH), 7. 9 2 (s, 2H), 7. 94 (s, 1H). 

irmm 3 8 ] m$kis*iyt&m&=.m7 s. > (4 a) * P - h;px>x;u* 

>&i£o>}te#?stt 1 - (3. 5 -t*x- hU7J^D^^;i^7izi;u) x^;u 

75> (5a) ^<Z>&i& 

h;i/x>5 om 1 iz. mmms Q^0^\^vxmmur^yt^^s^=-m7s.> 

10 (4 a) - h;UX>x;i/7}x>iSg|^t (4 a • p - h;i^x>7>;^>^^ 9' 
9. 6%de. * v-f— - PtoJS - StfO 13. 3g (2 4. 9 5 mm o 1 , 
leq) tO. 5 N-N a OH7j<^?g 10 0ml (50mmol, 2eq) 

15 i®> J£*g, T5tfc^^©3fe«Stt=lR75.>(4 a)S)iaiS 



^nfc4a^^/-;V 2 6ra lW»U 5 %A^^^A^^tfe^ (5 
20 03rg%^"7jO 0. 45g (0. 12 51^) SrjUD*., 7K#JE* 0 . 2M 



Mfc 5 9 ] 



Ph 



HN 



Me 
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flEflswa, wmmz&.&niu (9 6-9 7t/3 immHg) nmm 

a 5. 4 l-gtftft ('2X?y^OI ^HR$IJ8 4%) 0 GC#fll«*«krX 

eefci, ^Ml^PM 9 9 . 4%, 99. 4%eeT3&ofc. 
[ft: 6 0] 



"[*tt«3-9] _. 3t J 3 fe «tt=J»7'$> (4 c) 07^;MftttlCJ;*f?*&tttttt. 

i-ya;t/- ;i> 3. 5ml \z< yt¥1£&~mr$.> (4 c, i?7X?> 
^"V— fcfc/S - S# : R- S#=8 6 : 1 4) 1. OOg (3. 41mmo 
K 1 e q) £.7&)V&. 0. 5 6 g (3. 3 7 mmo K lea) &tiax.> 
10 6 0~7 0tT3 0$HHJiK#U. n 5m 1 *in*., mn&Tl&Xi 

BSf«*«» TSCfcw-r«3fio«*fi 1. 3 6gt«« 0. 2'0g6#fc, ■* 

n^OdeH 0. 5N-N a O HTfc^Tjt^ifiSK: b*T, >7^GC» 
^fU^iC^, 9 5. 8%de ' f£«S - Sfc) , 4 3.. 9 % d e (;* 
15 ' ffcteR-S-f*:) T-fcofc. 



1 H — NMR (TMS, CDC 1 3 ) : 1. 80 <d, 7. 2Hz, 3H), 1. 
84 (d> 7. 21-Iz. 3H), 4. 0 1 (q> 7. 2Hz, 1I-I), 4. 15 
20 (q, 7. 2Hz, 1H). 7. 3 5 -7. 8 8 (m, 1 1 H), 8. 48-8. 
5 9 (rru 2H), 10. 60 (br, 3H). 

mmm 4 0] yt¥&tk~mT$.> (4c) <DaAt*m#&tzx*nmB,m 

**;—)\< 3mll:, ^©14— 1tik7S.> (4 c, ^r^5rlxd-T— J£/ 



5 




Me [ 5a ] 



«b6 1 ] 
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S - S W : R - S fo= 84:16) 1. OOg (3. 4 1 mm o 1 > 1 e q ) 
. t4 7Xftft**H 0. 4ml (3. 4 4mmoK 1 e q) «rfll*-, 8 0t 

n-^^> 6ml4M, ^ffiLT 6 7 -l*ffltl»Ufc. flrEfi U/t»»«:l«ia. 

OSgtSI 0. 2 4 g£#fc. -^n^tlcDd ett. 0. 5N-N a OHtK 

mWL~em&&mzVX. *2^GC^L/fcti5, 8 0. 6%de 

— ttteS-S#), 2. 9%de ^Y"f£l*S - S#0 £6>fC> 

Wfe^afcieffli' i. 03g4i )u i Om i tein*., 

10 n— Sml W,, S3HT1 6WNWaB$bfc. '*rffi UfctS**«fca 

u 4>acs>n-^^>-ra6»u, Agrafe. T*c*-riBja©«a* o. 

7 8g£«:?Be 0. 2 2g4f/c. -^n^tlcD d e tt, 0. 5N-NaOH7jc 

mm^mmm&\zvx* *-?)VGC's>mviz£ZL?>, 99. «de <*s?^ 

— #teS-S#), 10. 3%de <*3?-*— ' f£«S-S<ffc) "efco/z. 
15 "Mb 6 2 ] 



1 H — NMR (TMS, CDC 1 3 ) : 2. 0 0 (d, 6. 8 Ii z , 3H)» 2. 
0 4 (d, 6. 8 Hz. 3H)s 3. 8 9 (m, 1H), 4. 0 4 (m, 1H). 
7. 34-8. 2 2 (m, 9H), 10. 20 (br, 2H). 

20 imn&W4i~\ ^fs-ttnMT5> (4d> &z?#)vm&\z£.z>um®j&*$L 

i-^D/U-^ 3. 5rall:, 3t^M7$> (4d, ?TXTU 
*~?—\t/S - S-ffc : R- S#:=8 4:1 6) 1. 0 0 g (3. 41 mm o 
U 1 e q) <h:7:*;H& 0. 5 6 e (3. 3 7mmo K 1 e q) ^rtnA. 
6 0-7 0"CT3 0$NW«»fcU n-^l7*> 5ml&)JDX.> ^jaSJTttJfr 

Tscfc^^aoiSB i. 2 4 g <»is?gt o. 3 0gm 

tXWOdett, 0. .5N-NaOH7jC»WTitt«HftSCl>"r, ^7;PGC» 
^fUfctu^, 9 3. 8%de <.*S?*— ' ffcteS - S-ffc), 5 1. 5%de 



Ph 
~5 



HBr -HN 



Me 
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□ / V 3 m 1 IdU A> . 6 0 - 7 0 1 T 3 0 ^r^U, n-W*U-> 2 

5 0. I2g«ttft. tn^nOdeH 0. 5N-NaOH7|c^itj| 

HidiKbT, *?^GCiMffUfciC«, 9 9. 0%dc Wyt-«iS 
. -SflO, 2 6, lXde-WJ?t-*ttS-S#) 



10 l H-NMR (TMS, CD C 1 3 ) : 1 . 8 0 (d, 6. 8H z, 6H)> 4. 



- 7. 7 3 (m, 1 1 H), 8. 4 5 -8. 5 5 (m, 2H). 10. 60 <b 
r, 3H). 

Lmmm4 2i 9t^m^&~mr^> <4d) ©**>-tf>*;i/afc>BMfcK:.fc* 

15 F9**A4ff« 

j -7>D/t/ — ;p 3. 5mll;, ^ffitt-l475> (4d, y7Xtl/ 
*7-tt/S-S#i R-S#»8 4': 16) 1. OOg (3. 41mmo 
U 1 e q) <h^>-tf >7,)V*>&L - — 7Kftl% 0. 60 g (3. 4 1 mm o 
K leq) &flnx, 6 0 — 7 0tT?3 O^RHMJ^U, n-'V* a lJ-> 5ml 
20 ZtflX> &UJ£-?MX!'&, 1 BRflifciSl^ ^mUJfe^^ratjSU, ^S©n 
-^*1J->T«B»U R&Bftgfc, TSfcjR-T«j&©*S* 1.32s i«« 0. 
2 0 e ^-tl-^n© dell 0. 5 N — N a O H*^?8c~e3ffifill^®^ U 

T\ ^A'GCSMffL&tZlfc* 8 0. 9%dc v^— ' ffcKtS - S-ftO, 
11. 7%de U^t-WSR-S^) T&ofc. sec* #e.tafej^M 1. 
25 3 2 g£ i -^O/W — ^ 3. 9mim, 6 0-7 0tT3 

U n-^U-> 2m-l*Dn*., ijSiTtft^. tffcttpLJfc. tffWUfc- 

43A 1. 0 5gtSt^ 0. 2 1g!&#fc. ^-tlftlOdeft 0. 5N-N 
aOHA<.ffiWC?mffl&&\Zls-C> ^^JUGCftmVfrtZZ, 9 8. 6%de 



Wb6 3] 




04 (q, 6. 8Hz, 1 H) , 4. 13 (q, 6. 8Hz, 1H), 7. 35 
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(^v 5 ^— &t*S -S-fch 17. 6%de (X*?*— mZR-sm T$>-d 



5 1 H — NMR (TMS> CDC 1 3 ) : 1. 8 4 (d. 5. 6Hz* 6H), 3. 
84 (q, 5. 6I-I25. 1H)> 3. 95 (q> 5. 6Hz, 1H), 7. 20 
-7. 60 (rru 12H), 8. 03-8. 1 7 (m. 2H), 9. 73 (br, 
211). 

mmm4 3i s5si/fcmtt-ii»T$> (4 c) • 7.9MK&.<ow¥m 

10 - (3- bV7)l3-U*?-J],7 3LZZ)],) X^75> (5 c) 'vO^ 

h;ux> 1 om 1 fc> luras OTJRiau&^^s&tt— »rs.> (4 c) 

®7^;^(4c 9 5. 8%de, ^^t'^JS-Sfr) 1. 

00 g (2. 1 8mmo U leq) iO. 5N-NaOH*» 17. 4 
ml (8. 7 2mmoK 4eq) SIT 3 O^RflK^U, 8£3£#?£ 

[ft 6 5] 



20 §W:4c$^^;-^ 2. 2mlt:^U S^/^^^A/gtt^ (5 
OSM^-g-TK) 12. 8mg (0. 0 5IS%) &flO*., tKs&BES: 0 . 5M 

p ate awe u 6 ox:T2 4B*ii8t^^fc. R*»T«*i2 7-r haicau * 




Ph 
?5 




Me 



Me 



HE 6 6 ] 

|[ T " Me [5c] 

CH^J4 4] ttftUfcJfeWttn (4 d) • 7^;«l03t^ 
5 fifel- {4- hV7)]s3-U*^)l,7 3L-)l,) XWS> (5d) 'NOM 
h;i/x> l Orn 1 te. -SgJgftK i :?tt«l,jfc^fiH!feii»T.5 > (4 d) 
<D7#)VW&. (4 d • 7^;MWft v 9 9. OJiide.^^t'-^S-Sft) 1. 
OOg (2. LSmmpl, 1 e q) <t 0 . 5 N - N a OHzJc$f$£ 17. 4 
ml (8. 7 2mmo 1 , 4 e q) «rira*.. 0#B8i£J£l,* ffifeftW. 

10 EJR7KJHS _I-J!UX> 5 m 1 TrJfcaJU ^to-tt/tia«K^r«JH*ia»A<ft* 

Mb6 73 




CF 3 " 

15 §5tifc4dS^;-;i' 2. 2mll:»»U 6 (5 
OffiS*^*) 12. 8mg (0. 0 5£I%) zKsftJEE&O. 5M 

i-iP) ifA75> (5d) ©«&Jfc4fc*#fc. 
20 Ste, ^./l/GCCABSWEU fn-?n9 7%, 9 8. 9%eet«^, 
Wb6 8] 

NH 2 

'Me 

[2Si£0iJ4 5] *8HL/t3t*IStt^»7'5> (4. d) - >*;i>afc>B6 
^O^fgtt 1 - (4 - h >J 7JM-P^fJl'7z-;W X?;P75 > ( 5 d) 
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MH> lOmllC, SEJfi<«4 2TT«H^fc^»tt— <4d) 
CO^>-H>^)l7^>Wt^. (4 d ■ •^>-t*>^;U5^>^ta, 9 8. 6«de. .* 
^-flc^S - SflO 1. OOs (2- 2 2mmo 1 , leq) tO. 5N 
ft -N aOH7fc?g?j£ 13. 3ml (6. 6 6mmo 1. 3 e q) &fia*.. 

-V3 0 4HStm#V* EWJH^h^x^ .5ni 1 TSAaiU ^fc 

10 Mb 6 9] 



'0£S%-ft;JO 13. Omg (0. 0 5IS%) €2n*.. TK^fE^r 0 . 5M 

15 J®, XgftJftU T^fciR^toffiO^WStti- (4-h'J7Mn/f;i,7 
xn;w xg=-;i/T5> (5 d) offiMS^. «£jdM&©j£»*£3tfSM4 
fttt. ^^GCfcctD^U **vetl9 7X V 9 8." 4%eeT'^&. 
[ft7 0] 



20 mmm4 6i yt ! &&&=yR7§> (4 f ) (ommAtz^msMkfsti 

3 ml fC, )t^ffittZ)K7 5> (4f, y77r fcb/ 
S-S*;R-S^=93 : 7) 1. OOg (4. ilmmol. leq) 
t37 0 . 4ml (4 . 87 mm o U 1 . 1 8 e q ) 80t 

T?3 0^WL, MJ£"F»»U&. i -yDA/-;P 5ml £ 

25 n-A^> 3mlSM, ^jaST^U^J^e. 1 8P^Rflj^ 




[4d] 
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fit, 0. 5N-NaOH*^TrittlllHttaEteUT. ^r^GC^Uciu^, 
9 5. 8%de <j*5>*« m*S - SflO* 47. 6%de (.* 5?*— tettS 

-s#) T&^ft. 

5 [<b 7 1 ] 

HCI • HN^Me 

1 H — NMR (TMS, CDC1 3 ) : 1. 9 1 (d, 6. 6Hz, 6H), 3. 
7 5-4. 0 0 (m, 2H). 7. 0 0-7. 8 0 (A r — H> 9H). 10'. 
5 2 (br, 2H). 

•a 

^^y— )l> 3mll:, ^?Stt-i7 5> (4 f, v^*-^!/:*^— 
S-S# : R-S#=9 3:7) 1. Olg (4. 1 4mmo 1 , 1 e q) 
L4 7 %&<tfrmWl 0. 5m 1 (4. 3 0 rnm o 1 > 1. 04eq)£ij0*.. 
15 8 0"CT3 Qftmmfrl,, METF&ffiLXi. I -!/n/W— ^ 8". 

m 1 tn-A^> 3 m 1 &»0*., BR3fi&fl¥U, \^Uifi<o 6 6 

TStK5«"$-*fcs<i!>ttfl 0. 9igts« 0. 2 8bWc. -t-ft-en 

©dell 0. 5N-N aOHTK^fM-CieSitligS^UX, C##rb?t 
20 98. 4!«de W^f-PiS-S*), 37. 0%de (*v^ 

Kt 7 2 3 

HBr • HN^Me 

'H-NMR (TMS> CDC1 3 ): 1. 98 (d, 6. 8Hz, 6H), 3. 
25 8 0-4. 1 0 (m> 2H). 7. 0 0- 7. 8 0 (Ar-H, 9H), 10. 



48 



0 1 <b r, 2H). 

Cra^J4 8] ^ttz«75> (4e) ®7^;M!tt&C.kSttffiAffiK 
3mltn-^> 3m 1 3t^^i3;— 
<4e, ^T^^l^V— ffc/S-S-fc : R-S#=8 6 : 1 4) 1 . 
5 OOg (4. 12mmol, 1 e q) iz7&)UM 0. 68g (4. 0 9mm 
oK 0. 9 9eq) «riU^ 8 0 t:t 3 0 #fBliS#U ' artff'RBttLfc. » 
SMfcfc. i--^D/iy-;p 17. 5ml<&flDA, MWffil^^ 

#U K&l&Aft, T^fciR-rjftffiCtt* 1. 3 2 gift 0. 4 7 g*»' 
10 ^■tl-^n^deJS, 0. 5 N-N a OHTK^^Tfiffigd^iSfCL-T, JU 

GC^-pfU^iC^, 9 9. 2%de <p< 5?^— mtS - S-fcK 4 6, 0% 
de (^i'— • fmR-Sfto Tf&ofc. 



15 M-I-NMR (TMS, CDC 1 3 ) : 1. 7 8 (d> 7. 0Hz, 3H), 1 . 
8 0 (d, 7. OH as, 3HK 4. 0 5 <m. 2H), 7. 04-7. 7 0 (A 
r-H, 1 111), 8. 4 5-8. 5 8 (Ar-H, 2HK 10. 48 (br, 
3H). 

mmm 4 9 ] ^-m^-mr s > ( 4 s > ©7^ ;wHfifc £ •& Bttonsr 

20 i -^n/V- ;P 5ml S—JU 6m I (DM&mmz. X-^'Stt— ^ 

75> (4g, y77^^-7- tt/S -Sfls : R-S<£=8 7:13) 1. 
0 1 g (3. 8 5mmo 1 , 1 e q) &7^;i4tt 0 . 6 4 g (3 . 8 3mm 
o K 0. 9 9 e q) £10*., ffit&MJBU U&JG* 6 1 91^^ 

25 T^fC^-r^iaf©^ 1 . 0 5 g £#?g? 0 . 5 4 g ^tl^tKD d e 

0. 5N-NaOH*»»TaSWHiS»»CLX, *7^GC^LfctC5, 
99. 6%de WJ?t- #teS - SflO, 9. l%de Wvt-fttR- 
S#0 TTa&ofc. 



Ift7 3] 




Mt 7 4] 




Me 



Ph 



Me 



F 



1 H — NMR (TMS, CDC 1 ,) ; 1. 7 7 (d, 6. 6Hz, 3H), 1. 
8 1 (d, 6. 6Hz. 3H>, 4. 0 3 (q, 6. 6Hz, 1H>, 4. 10 
5 (Q, 6. 6Hz. 1H), 6. 7 5-7. 7 0 (Ar-H, 10H), 8. 4 
5-8. 5 8 (Ar-H, 2H), 10. 7 9 (br, 3H). 

iteffim so] ma Lfc^jstt-j&T s > ( 4 t ) • m.mm.(oyt¥m&. i. 

- j:9-)U7S.> (5 f) ^<D^i& 

^*W4 6-C»Sttbfc3 l t*?Stt=iKT5> (4 f) OiftHfcft (4 f -iSagifi. 
10 95. 8%de. ^^t-#ttS-S») 3 0 9mg<l. lOmmol, 

Icq) &*$J— )]/ 1. 5mlfcMU 5 %/15>"^2*/?3H£^ (5 0 
M%-g-^K) 5. 6mg (Pdtl/tO. 0 511%) 7j<^JEE* 0 . 

5MPai:is^u 6 or-ei 5P*fW«#u&. MTis^t^ Mtau 

•r-;i/ 10ml to. 5N-NaOH*^ 1 0 m 1 £2jp*_, mU~Z 3 0 3HBJ 

20 x^7$> (5 f) cd«i^j««j«w&- Mj*4fe<D'jfcawsi*te3 6 ttflE«. 

^7;PGCMlttC^, -en^n>9 9 95. 6%ee"Cab^fc B 



1 H — N M R (TMS , CDC1 3 ): 1. 3 9 (d, 6. 6Hz, 3H)> 2. 
25 10 (br. 2H), 4. 11 <q, 6. 6Hz, 1I-I), 7. 12-7. 38 



Ut7 5] 
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• 



(Ar-H, 4H). 

immms o m&utzft¥t£&~m7z> (4 c)'? z? $> )iwM.<D9t^m 

(3-Z7JV*u-73L-)i>) xf;i-7 5> (5e) 'x 
*JB«4 8-T?«f«l/fc^gtigttz^R7'5>-(4e). ©:7*;H** (4 e • 7 
5 P)l>&m, 9 9. 2%d e, *S>-\r— fc«S-SflO 6 15mg (1. 5 0 
mmo K leq) 4, 0mlt»»U 5 

ttlfc (5 0SS%-&tK) 7. 3mg (PdtUO. 0 3li%) £*n;t> 
*3?JE&0. 5MPaK^U 6 O'CT 1 1 4 mr^Wf-l^Tc. SfSafcTSKfet 

io ^r-s-> <5 e) <z>7?ji,m.m. (5e - y^)vmm z<z>z7?ji<wi 

t - ^J^^UX— lOmliO. 5 N-N a OHxK^?S 1 0 

15 -Sttl- (3 Xf;P.75> (5e) C03Bldfe^ife)^^ o 

5%, 9 9. 1 %c eTfcofc. 



1 JI — NMR CTMS, CDC 1 3 ) ; 1 . 4 0 (d, 6. 6Hz, 3H), .2. 
80 (br, 2HK 4. 10 (q, 6, 6Hz, 1H), 6. 86-7. 42 
(Ar-H, 4H). 



Ut 7 6 J 




F 



20 



25 
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WHAT IS CLAIMED IS: 

r»3j&s.ij- — [3] 




10 -Sd^fCiD, — assS [4] 



(R)lf ■ 

Mb3] 



20 



Mb 2 3 
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[WAfc«5 3 — [s] -c«an«*/w?Ht-rs>*«» — «sc [i] 

Mfc4] 



MK51 



[«l**6 3 — 13], [4] [5]--C55Sn*fii^4»©3i*Wfc¥' 



o 
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[Wfe»R8J [4] 
HIS 6] 

Ar 
J* 
HN^Me 




Me [4] 



10 [5*+,- Rtt:7y^^*^±HJ7Jlofrn*?V^S*Sfcl>,. nf£ l**&5& 
<. Artt7x^Hifcttlfeb<li2-t7?;H^b, 

15 

20 [ffi&RJHl 0] ^ [63 
[•ft 7] 




CF 3 

[5Cf, *^5«F^^-r] ^Sns^ttl- (3, 5-h*X->U 
25 Stt«-r«c:t*WRtT?»l»a^»- 
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o 

Ufr&Hl 4] — JttA [7] 

Wb8) 



is isu tta©«Hfttt»*fc*. fib, R*«7y*w^Tii*«i-c^-;whtt*J: 
[j»*aii 5] — asss: [4] 

20 [<b9] 



25 fc»T3 -W5«3nsft3*i&tt=«7'5>. 
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4 



Mfcl 0) 




Me [g] 



[»*3J(1 7] -«3& [4] 
10 [flSl 1] 



SI/. &St®1lttt4Htt&&«. filx, R3ft«'7'y*«C ; iFTrnJj«l*C , ^-;i/htt5fe|» 

20 

[»#SU 9] 35 [6] 
Mbl 2] 
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4 



9 




CF 3 



Ca£«K * W5^r^^3lT] -Ti^^n-S^fS'tt i - (3, 5-fcfX-h'J 

10 

15 T**»*Hl 6raE#Lfc<feft». 

la»#3U3] 3$ [6] ^^n-&^^j©i:^b^R#:^yt«S#:-C^ 



57 




ABSTRACT OF THE DTSCLOSUR"R 



58 



